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Scheme SM1: Reaction Sequence Used in the Synthesis of Azide 22
(see Experimental Section for details)
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Figure SM1: Structure of compound 4 (CCDC 2058495) with labeling of selected atoms.
Anisotropic displacement ellipsoids show 50% probability levels. Hydrogen atoms are
drawn as circles with small radii. Disorder has been omitted for clarity.
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Figure SM2: Structure of compound 13 (CCDC 2058496) with labeling of selected atoms.
Anisotropic displacement ellipsoids show 50% probability levels. Hydrogen atoms are
drawn as circles with small radii. Disorder has been omitted for clarity.
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400 MHz *H NMR Spectrum of Compound 2 (recorded in CDCls)
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101 MHz 13C NMR Spectrum of Compound 2 (recorded in CDCls)
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400 MHz *H NMR Spectrum of Compound 3 (recorded in CDCls)
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101 MHz 13C NMR Spectrum of Compound 3

recorded in CDCls)
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400 MHz *H NMR Spectrum of Compound 4 [recorded in (CD3)2S0] (
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101 MHz 13C NMR Spectrum of Compound 4 [recorded in (CD3)2SO]
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400 MHz *H NMR Spectrum of Compound 4 (recorded in CDCls)
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101 MHz 13C NMR Spectrum of Compound 4 (recorded in CDCls)
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400 MHz *H NMR Spectrum of Compound 5 (recorded in CDCls)
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101 MHz 13C NMR Spectrum of Compound 5 (recorded in CDCls)
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400 MHz *H NMR Spectrum of Compound 6 (recorded in CDCls)

0
EtOJj\
8" N
TIPS .
6 .~ - s LT
CHCI3
/ HZO
l»._.\ M
S T o
5 B B 23 5 8
C'I - T = 1 T T T T T —— T T T T T T - -
8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.0 35 3.0 2.5 2.0 1.5 1.0



101 MHz 13C NMR Spectrum of Compound 6 (recorded in CDCls)
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400 MHz *H NMR Spectrum of Compound 8 (recorded in CDCls)
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101 MHz 13C NMR Spectrum of Compound 8 (recorded in CDCls)
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400 MHz *H NMR Spectrum of Compound 10 (recorded in CDCl5)
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101 MHz 13C NMR Spectrum of Compound 10 (recorded in CDCls)
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400 MHz *H NMR Spectrum of Compound 12 (recorded in CDCls)
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101 MHz 13C NMR Spectrum of Compound 12 (recorded in CDCls)
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400 MHz *H NMR Spectrum of Compound 13 [recorded in (CD3)2S0]
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101 MHz BC NMR S

A

SN

&

Br

13

3

- 168

pectrum of Compound 1

—152

—137.

—129

_~124
123

o

—117

3 [recorded in (CD3)2S0]

—

(CD3)2SO

19.7

170

160

150

140

130

120

110

100 a0
f1 (ppm)

S24

80

70

60

50

40

30

20



400 MHz *H NMR Spectrum of Compound 13 (recorded in CDCls)
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101 MHz 13C NMR Spectrum of Compound 13 (recorded in CDCls)
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400 MHz *H NMR Spectrum of Compound 14 (recorded in CDCls)
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101 MHz 13C NMR Spectrum of Compound 14 (recorded in CDCls)
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400 MHz *H NMR Spectrum of Compound 15 (recorded in CDCls)
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101 MHz 13C NMR Spectrum of Compound 15 (recorded in CDCls)

o

AN

S

4
TIPS
15

N

8

oo
oy
o4
—-—

SN

— 168
— 164
—152
—135
™-130.3

o
o~
-

— 106
—a1

—G2.0

CDCl3

40.0

188

143

115

170 160 150 140 130 120 110 100 an a0 70
f1 (ppm)

S30

60

50

40

30

20

10



400 MHz *H NMR Spectrum of Compound 16 (recorded in CDCls)

EtO
|l

S N

4
TIPS
16

CHCl3

103 =
096 -3
104 4
105 -4

A1 ] —

6.5 6.0 3.5

a0
f1 (ppm

S31

4.5
)




- - - T T

(=] b
¥ 9RSEISRSS =]
=
Y

620

101 MHz 13C NMR Spectrum of Compound 16 (recorded i in CDCI3)

-
-
5
=
I

105 3
—Aa34

=1
™
o
—

170 8

o 0 T ONNSESESSI/
EtO | l\
e
87N N7 el
TIPS
16

CDCl3

188
146
114

170 160 150 140 130 120 110 100 - 90 80 70 60



400 MHz *H NMR Spectrum of Compound 17 (recorded in CDCl5)
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101 MHz 13C NMR Spectrum of Compound 17 (recorded in CDCls)
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400 MHz *H NMR Spectrum of Compound 18 (recorded in CDCls)
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101 MHz 13C NMR Spectrum of Compound 18 (recorded in CDCls)
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400 MHz *H NMR Spectrum of Compound 19 (recorded in CDCls)
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101 MHz 13C NMR Spectrum of Compound 19 (recorded in CDCls)
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400 MHz *H NMR Spectrum of Compound 20 (recorded in CDCl5)
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101 MHz 13C NMR Spectrum of Compound 20 (recorded in CDCls)
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400 MHz *H NMR Spectrum of Step i Precursor to Compound 21 (recorded in CDCls) .-
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101 MHz 13C NMR Spectrum of Step i Precursor to Compound 21 (recorded in CDCls)
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400 MHz *H NMR Spectrum of Compound 21 (recorded in CDCls)

N, o)
|
\/O\/\O/\/O\/\NJ\/\/ ., S I|
H H
Hr\?E‘Z H
\]]/NH
21 o) II-' |
, {
. W1 . { A
/ 4 J'I- ."l.l / ! _/I _r'r ,'(I ,'f J _/’ z’l
CHCIs
x J [
T T T T R A R R T T
n — — = Q_VD i T - L =] =]
3 = 3 3 227 3 33 i = 3
L T T T T T T I T T T T
7.0 6.5 6.0 5.5 5.0 4f]?[ ) 4.0 3.5 3.0 2.5 2.0 1.5
ppm

S43



101 MHz 13C NMR Spectrum of Compound 21 (recorded in CDCls)
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400 MHz *H NMR Spectrum of Step i Precursor to Compound 22 (recorded in CDCls)

g r

O N O
|

O

Br o
frr | | | |
I

| |
Step i precursor to chJn\'Igwlfnd 22 Il' | |

o J

CHCls
J Jl 1 L.J
P A ¥ T T
T T T T T T T T T T T T T T T T
.0 8.5 8.0 7.5 7.0 6.5 6.0 3.5 3.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5
f1 (ppm)



101 MHz 13C NMR Spectrum of Step i Precursor to Compound 22 (recorded in CDCl3)
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|
400 MHz *H NMR Spectrum of Step ii Precursor to Compound 22 [recorded in (CD3)2SO]|
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101 MHz 13C NMR Spectrum of Step ii Precursor to Compound 22 [recorded in (CD3)2SO]
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400 MHz 'H NMR Spectrum of Step iii Precursor to Compound 22 (recorded in CDCls)
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101 MHz 13C NMR Spectrum of Step iii Precursor to Compound 22 (recorded in CDCls3)
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400 MHz *H NMR Spectrum of Compound 22 (recorded in CDCls)
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101 MHz 13C NMR Spectrum of Compound 22 (recorded in CDCls)
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400 MHz *H NMR Spectrum of Compound 23 (recorded in CDCls)
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101 MHz 13C NMR Spectrum of Compound 23 (recorded in CDCls)
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400 MHz *H NMR Spectrum of Compound 24 (recorded in CDCl5)
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101 MHz 13C NMR Spectrum of Compound 24 (recorded in CDCls)
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400 MHz *H NMR Spectrum of Compound 25 (recorded in CDCl5)
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101 MHz 13C NMR Spectrum of Compound 25 (recorded in CDCly)
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400 MHz *H NMR Spectrum of Compound 26 (recorded in CDCl5)
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150 MHz 13C NMR Spectrum of Compound 26 (recorded in CDCls)

FET~
Te1="

[AIaN
YL
LEE
[IF

pE—

CDCl3

Acetone

PET—
THE—

ziE—
9z
[EAS

EhE—

.
[

E9—

9i—

oS —

695
45—

i

f1 (ppm)

T
48 46 44 42 40

e O b
T
56 54 52 50

T
58

Sl
T
62 60

T
64

Ze0T
£50T,
901~

GOrT—

AR

160 150 140 130 120 110 100 an 80 70 60 50 40 30 20
f1 (ppm}

170

S60



